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FIB-FESEM and EMPA results 
on Antoninianus silver coins for 
manufacturing and corrosion 
processes
María Teresa Doménech-Carbó1, Francesca Di Turo2, Noemí Montoya3, Fiorenzo Catalli4, 
Antonio Doménech-Carbó3 & Caterina De Vito2
A set of ancient Antoninianus silver coins, dating back between 249 and 274 A.D. and minted in Rome, 
Galliae, Orient and Ticinum, have been characterized. We use, for the first time, a combination of 
nano-invasive (focused ion beam-field emission scanning electron microscopy-X-ray microanalysis 
(FIB-FESEM-EDX), voltammetry of microparticles (VIMP)) and destructive techniques (scanning 
electron microscopy (SEM-EDX) and electron microprobe analysis (EMPA)) along with non-invasive, 
i.e., micro-Raman spectroscopy. The results revealed that, contrary to the extended belief, a complex 
Ag-Cu-Pb-Sn alloy was used. The use of alloys was common in the flourishing years of the Roman 
Empire. In the prosperous periods, Romans produced Ag-Cu alloys with relatively high silver content 
for the manufacture of both the external layers and inner nucleus of coins. This study also revealed 
that, although surface silvering processes were applied in different periods of crisis under the reign of 
Antoninii, even during crisis, Romans produced Antoninianus of high quality. Moreover, a first attempt 
to improve the silvering procedure using Hg-Ag amalgam has been identified.
Studies about coinage have proved to be a valuable tool for a better understanding of the technological aspects, 
helping archaeologists for numismatic analysis1,2 as well as useful for conservation and restoration of metal arte-
facts3–5, aiming to preserve these objects from further damage.
In ancient time monetary system was, in general, a challenging task, influenced by economic crisis, availability 
of metal sources and monetary reforms6,7. In particular, the Ag content of the currency minted for about sixty 
years by the Antoninii emperors reflected the economic health or crisis of the Roman Empire.
Under the reign of Caracalla (Marcus Aurelius Antoninus), ca. 214–215 A.D., was instituted a monetary 
reform, which introduced a new denomination called Antoninianus8. The first imperial silver coinage was of a 
great production, with high content of Ag. Then, a severe debasement of mint and political affairs lead to produc-
tions of coins similar to argentiferous bronze coins until the beginning of the reign of Diocletian, who in 294 A.D. 
reintroduced an high quality of silver coinage9. During the production of Antoninianus (from 214 to 274 A.D.), 
Rome lived one of the most complexes period involving politic, economic and coinage fields.
At the beginning, the Antoninianus denomination was a silver-rich coin (up to 80% of Ag), but gradually was 
devalued becoming a bronze coin with a very low content of silver (about 2–3% of Ag). Historians referred10 that 
Caracalla minted this denomination with a medium content of Ag around 50%. Lately, this content decreased 
progressively, reaching the lowest values (about or less than 5%) under the reigns of Gallienus and Aurelianus 
(270–275 A.D.) as consequence of a economic crisis9.
Literature data report that the decreasing of Ag content is followed by an increasing of Cu, Pb and Sn 
content11–13. The latest production of Antoninianus was characterized by specimens of irregular weight and 
low-quality of manufacturing. However, the impression of a good values denomination had to be ensured, so the 
practice to cover with layers of Ag-enriched copper alloy on the coin surface was common8,11–13. The silvering 
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of the coin surface, made in several ways14, was then necessary to perform due to the difficulties regarding the 
supply of raw materials and the needs to save Ag. This process guaranteed at the coins a look similar to pure silver 
and it was the unique possible solution to produce large amounts of coins for the entire territories of the Empire 
during periods of crisis. Therefore, the silvering process represented an important technological level for Roman 
coinage as it suggests a high economic value and a visual perfection of the coins15. Nevertheless, there is still a 
broad debate about when silvering process began a common practice.
Numerous methods were used to obtain a good silver surface, e.g., a mechanical attachment of the foil by hammer-
ing, tin soldering, lead or Cu-Ag eutectic (low melting point metals) and Hg-Ag amalgams14. This latter method was 
of a particular interest for the researchers and object of an exhaustive research of Anheuser et al.15–17. In the latest years 
of Roman Empire, the Hg-Ag amalgam was occasionally tested8. However, it is not clear if the amalgam was used in 
Europe before the Middle Age6,9. Probably this process was tried during the minting of the Antoninianus denomination, 
but there is still persists a doubt as there are not certain evidences. Indeed, the Hg-Ag amalgam method will become a 
common process of silvering in the centuries that follow the period of minting of the Antoninianus18.
Despite these historical relentless, in our knowledge a very limited number of researches on Antoninianus 
were published, reporting results on surface analysis of few samples19–21. As before reported in the literature21, the 
study of such material with only surface analysis could lead to erroneous conclusions as the coins had undergone 
to a surface modification due to corrosion processes favoured by severe environmental conditions at which coins 
were subjected22. Furthermore, these processes cause significant differences in composition from surface to inner 
metal, thus giving incorrect information on the nature of the alloy.
In recent years the main challenges in studies concerning valuable samples was based on bringing out new 
information with non-invasive23, or at least, micro-destructive analysis24–26. Surely, it is important to preserve the 
matter of the object as well as the aesthetic side of the artefact according to the complex philosophy of restora-
tion that find in Cesare Brandi his founder27. Therefore, non-invasive and non-destructive analyses have become 
almost the exclusive techniques applied in Cultural Heritage fields28–33. It is clear that surface analyses cannot give 
proper or complete answers in some critic questions as technologies of manufacturing and post-manufacturing 
processes, raw materials and provenance34. In order to answer to all these questions, it seems necessary to apply a 
multi-analytical strategy that combines non-invasive, nano-invasive and destructive techniques.
Here we investigate a representative number of Antoninianus coins minted under different Roman Emperors 
and belonging to Private Collections (Fig. 1 and Supplementary Table S1). Our research aims at fill the gap of sci-
entific knowledge regarding the ancient Ag-Cu alloy and its investigation in deep. At the same time, this research 
aims to answers to historical issues and to link the analytical data for numismatic questions.
The surfaces, up to 10 microns in deep, were studied with focused ion beam field emission scanning electron 
microscopy energy dispersive X-ray microanalysis (FIB-FESEM-EDX). The low invasiveness of FIB-FESEM tech-
nique, only a few nanograms of matter are loss, permits to analyse all coins of the Collections. Furthermore, such 
technique is very appropriate to explore the subsurface region which should be not suffered by modifications due 
to undocumented cleaning methods and/or preservation treatments.
Moreover, nine selected samples were analysed by Electron Micro Probe Analysis (EMPA) to acquire quanti-
tative analysis from rim to core sections. Backscattered electron (BSE) images and X-ray maps were acquired by 
means of scanning electron microscopy-X-ray microanalysis (SEM-EDX), which clarified the inner microstruc-
ture of these coins.
For completeness and comparison with the inner alloy composition, the corrosion products of the surface 
have been characterized using micro-Raman spectroscopy and voltammetry of microparticles (VIMP).
Results
From rim to core investigation. To explore the distribution of Ag and Cu and to examine the microstruc-
ture of both corroded surface and inner core of the coins, a combination of SEM-EDX and EMPA analysis was 
employed. Although the application of EMPA technique in many fields is considered a classic method, its employ-
ment on the study of ancient materials is not common as the possibility of cutting is generally avoided. In our case 
to study manufacturing processes, we prepared cross-sections from rim to core of nine coins. The results obtained 
in the set of cross-sectioned coins enabled to distinguish two main groups on the basis of their microstructure, 
chemical composition and the degree of corrosion, in agreement with that observed using FIB-FESEM-EDX and 
complementary techniques.
All coins studied can be assigned to the class of Ag–Cu alloys with a bulk composition consisting of a silver-rich 
α-phase with Ag content up to 90% (bright-grey in Figs 2 and 3) and a dark-grey copper-rich β-phase with Cu con-
tent up to 90%. Silver-rich α-phase appears as segregated inclusions, with elongated shape, parallel to the surface of 
the coin. A superficial Ag-enrichment is also observed in the set of coins studied. Nevertheless, a detailed examina-
tion of the surface microstructure enabled to classify the set of coins in two different groups. A first group of coins 
(including coins A, B, D, E) and I showed in Fig. 2 exhibits a fine corrosion layer that affects the external surface for 
about 15–20 µm. As illustrated in the backscattered electron (BSE) images of Fig. 2, at few micron in deep, the bulk 
coin shows typical Ag-Cu alloy with Cu concentration ranging from 95 to 97% and Ag content from 5 to 3% in the 
dark gray areas of the β-phase, whereas in those bright gray islands of α-phase the content of Ag increases up to 90% 
(Table 1). Selective Cu corrosion in the surface is confirmed by X-ray maps (Fig. 2g,i).
The results obtained in the second group of coins, i.e., C, G, H (Fig. 3) revealed a more complex microstruc-
ture with a variable content of Cu and Ag in each micro-domains, where α- or ß- phases prevail a more intense 
process of selective Cu corrosion occurs. Figure 3 shows the BSE images obtained in the cross-section of these 
coins, in which the higher degree of corrosion of the second group of coins respect to the first one is evidenced. 
Here, corrosion layer achieves 200 µm in deep, resulting in the increased selective intergranular corrosion of Cu as 
pictured by BSE images (Fig. 3a,d,g), which, concomitantly, results in the loss of cohesion of the Cu-rich β-phase 
that now appears much more very fine-size grained accompanied of an increasing porosity and microfisuration. 
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X-ray maps obtained in the outer region of these coins show a lowering of the X-ray fluorescence signal of Cu near 
the surface, which confirms the de-cuprification of the alloy (Fig. 3c,f,i). As consequence, silver enrichment takes 
place in the external surface, having concentration up to 92%. Until 200–300 μm depth (Fig. 3a,d,g), the content 
of Cu is lower than 90%, caused by its selective leaching, whereas the islands of the Ag noble metal remain not 
corroded. At greater depths than 200–300 μm, bellow the boundary between the external corroded layer and up 
to inner core metal, the microstructures did not present signs of corrosion. X-ray maps confirm these features and 
EMPA analysis shows, for some coin, content of Ag up to 90% in the α-phase islands.
Figure 1. The Antoninianus coins studied in this work. All the historical information are reported in 
Supplementary Table S1.
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Surface analysis. FIB FESEM-EDX allows us studying the coins in nano-invasive way; therefore the analysis 
has been carried out on all the coins aiming to explore the complexity of microstructures and to understand the 
manufacture and corrosion processes affecting the outer surface (∼10 μm depth). Figure 4 shows the secondary 
electron images obtained in representative selected coins, which illustrate the morphological and compositional 
differences found in the set of coins studied. Coins F, C, A and Qui21 (Fig. 4a–d) exhibited large and elongated 
α-phase grains that are observed as continuous layers underneath an external more irregular corrosion layer. Coin 
F presented a thicker Ag-rich layered grain (area δ in Fig. 4a) of 6–4 μm thickness and composition close to that of 
the Ag-Cu eutectic (72 wt% Ag, 28 wt% Cu) as it can be seen in Table 1. A narrow Ag-rich layer (areas μ, β and Ξ in 
Fig. 4b–d, respectively), in the range 0.5–1 μm thickness, was observed in coins C, A and Qui21. In coin C, Ag-rich 
layer contained Cu-rich inclusions and presented a porous upper boundary. In correspondence with the presence of 
Figure 2. BSE images of Antoninianus coins (a) A (b) B (c) D (d) E (e) I and X-ray maps of (f,h) Ag and (g,i) Cu 
of coins A and I.
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Cu-rich inclusions, the content of Ag is low in this grain (∼55 wt%). In all cases, the external corrosion layer consists 
of a mixture of corrosion products containing both exogenous (C, O, Cl, S, P, Fe, Si or Ga, the latter deposited during 
the formation of the trench) and endogenous (Pb, Sn, Cu, Ag) elements as result of both processes of infiltration 
of chemical species present in the soil environment and leaching of materials from the inner parts of the coin to 
the surface. The boundary between the Ag-rich layered grain and the inner core of the coin appears irregular with 
formation of pores and fissures and also infiltration of materials in all coins and, specially, in coin C. Interestingly, 
Zn was found in the segregated grains of Ag-rich phase in this coin. Underneath the Ag-rich layer, it can be seen 
a portion of the almost unaltered β-phase composing the bulk material of the coin with characteristic polygonal 
Figure 3. BSE images showing the microstructures of Antoninianus coins (a,d,g) C, G and H and their X-ray 
maps of (b,e,h) Ag and (c,f,i) Cu.
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phases or grains. β-phase in the core of coin C exhibits a binary Cu-Ag composition (97.07 wt% Cu and a 1.45 wt% 
Ag) whereas addition of some Sn is found in the β-phase of coin F (83.47 wt% Cu, 12.95 wt% Ag and 1.59 wt% Sn), 
coin Qui21 (96.41 wt% Cu, 0.75 wt% Ag and 0.74 wt% Sn) or Sn and Pb in coin A (86.01 wt% Cu, 6.32 wt% Ag, 
2.34 wt% Sn and 1.55 wt% Pb). In all cases, the presence of other elements such as O or C in this outer region of the 
bulk confirms some diffusion process of exogenous species from outside. Trench formed in coin G, that is shown in 
Fig. 5, presented a complex structure in the surface consisting of a package of tiny elongated grains (1–2 μm thick-
ness) of Ag-rich α-phase alternated with Cu-rich β-phase exhibiting strong intergranular corrosion that results in 
the leaching of this lesser noble metal (see Table 1). The Ag content in the elongated Ag-rich grains reaches values 
of 85.32 wt% (Ω areas in Fig. 5). This altered morphology is in agreement with that previously described from the 
examination of the entire cross-section in this same coin as can be seen in Fig. 5.
A second group of coins, i.e. coins Pro46 and Cla87, shown in Fig. 4e,f, is characterized by almost absence of 
corrosion patina. Elemental composition (see Table 1) indicates that variable composition of Ag-Cu alloy was 
used in these coins and confirms the addition of some Sn and Pb for improving the properties of the alloy.
A third group of coins displays microstructures with abundant fractures and pores in their surface. Grains of 
Ag-rich α-phase, with irregular shape, can be seen dispersed in the continuous Cu-rich β-phase near the surface (see 
coins H, B and D in Fig. 4g–i, respectively). Pb and Sn were also detected taking part of the composition of the bulk.
Sample
Composition (wt%)
Ag Cu Sn Pb Others
Coin A
(Area α, Fig. 4c) 6.32 86.01 2.34 1.55 1.80(C), 0.43(O), 0.08(Si), 1.47(Ga)
(Area β, Fig. 4c) 48.66 29.51 2.06 3.15 7.19(C), 4.01(O), 0.37(Si), 0.85(Cl), 4.12(Ga)
Coin B
(Area ι, Fig. 4h) 2.09 94.08 1.55(C), 1.00(O), 0.18(Fe), 1.10(Ga)
(Area κ1, Fig. 4h) 76.8 19.38 1.5(C), 1.46(O), 0.86(Ga)
(Area κ2, Fig. 4h) 55.55 36.93 1.48 1.80(C), 2.11(O), 2.13(Ga)
(Area υ, Fig. 4h) 65.48 16.62 9.80(C), 4.60(O), 0.49(S), 1.87(Cl), 0.63(K), 0.53(Ca)
Coin C
(Area λ, Fig. 4b) 1.45 97.07 1.48(C)
(Area μ, Fig. 4b) 55.27 37.86 2.99(C), 1.10(O), 0.21(S), 0.26(Cl), 2.30 (Zn)
(Area ν, Fig. 4b) 37.54 51.15 5.25(C), 2.44(O), 1.48(S), 2.14(Cl)
(Area ϖ, Fig. 4b) 9.22 34.88 42.11(C), 10.16(O), 0.26(Si), 0.09(P), 0.68(S), 1.55(Cl), 0.30(P), 0.57(Fe), 1.20(Ga)
Coin D
(Area ξ, Fig. 4i) 3.28 89.89 0.98 1.74 2.39(C), 1.72(O)
(Area ο, Fig. 4i) 51.33 42.33 0.97 1.15 1.51(C), 1.85(O), 0.86(Ga)
(Area π1, Fig. 4i) 5.51 78.09 1.03 2.40 8.54(C), 4.18(O), 0.11(Si), 0.14(Cl)
(Area π2, Fig. 4i) 2.70 34.18 22.69 33.25 3.91(C), 3.27(O)
Coin F
(Area γ, Fig. 4a) 12.95 83.47 1.59 0.29(O), 1.69(Ga)
(Area δ, Fig. 4a) 79.96 20.04
(Area ω1, Fig. 4a) 63.86 19.38 12.97 2.59(O), 1.20(Fe)
(Area ω2, Fig. 4a) 86.95 11.59 1.46
Coin H
(Area ρ, Fig. 4g) 5.16 93.09 0.85(O), 0.90(Ga)
(Area ς1, Fig. 4g) 59.03 33.23 5.14 1.72(O), 0.89(Ga)
(Area ς2, Fig. 4g) 2.75 95.07 1.91 0.27(O)
(Area σ, Fig. 4g) 19.18 53.50 4.67 13.75(O), 1.92(Al), 3.29(Si), 0.45(Cl), 0.92(K), 0.55(Ca), 1.15(Fe)
Sev1
(Area τ, Fig. 4b) 22.17 44.38 5.42 15.53(C), 4.49(O), 0.44(S), 0.81(Cl), 0.33(K)
(Area ϕ, Fig. 4b) 32.55 53.08 2.92 1.27 2.76(C), 1.42(O), 0.67(Cl), 5.35 (Hg)
(Area υ, Fig. 4b) 1.66 94.33 1.42 1.75(C), 0.11(O), 0.73(Ga)
Qui21
(Area ε, Fig. 4d) 0.75 96.41 0.74 1.99(C), 0.11(O)
(Area Ξ, Fig. 4d) 20.18 38.76 3.89 29.02(C), 3.34(O), 0.15(Si), 3.10(S), 1.28(Cl), 0.27(Ca)
(Area ζ, Fig. 4d) 7.53 72.35 1.71 1.78 14.15(C), 1.89(O), 0.59(Cl)
Pro46
(Area η, Fig. 4e) 34.89 50.42 2.73 3.18 1.49(C), 3.95(O), 0.50(Si), 0.70(Cl), 0.61(Ca), 1.52(Fe)
(Area Ѳ, Fig. 4e) 7.10 77.02 0.82 2.97 1.75(C), 3.29(O), 0.27(Al), 0.82(Si), 0.90(Cl), 1.39(Ca), 3.71(Fe)
Cla312
(Area χ, Fig. 5c) 2.40 82.42 2.50 9.29 1.89(C), 1.31(O), 0.19(Cl)
(Area ψ, Fig. 5c) 3.16 37.42 9.40 39.65 2.94(C), 5.29(O), 0.46(Si), 0.36(P), 0.57(Ca), 0.74(Ga)
(Area Σ, Fig. 5c) 0.59 35.10 3.40 17.33 21.65(C), 17.45(O), 0.77(Si), 0.83(P), 0.42(Cl), 0.58(K), 1.47(Ca), 0.41(Fe)
Cla87G
(Area Γ, Fig. 4f) 1.84 95.95 1.63 1.48(C)
(Area Λ, Fig. 4f) 9.77 89.98 0.25(O)
(Area Δ, Fig. 4f) 24.76 74.88 0.36(O)
(Area Ω, Fig. 4f) 85.32 14.68
Table 1. Elemental composition obtained from EDS point and area analysis performed in specific layers and 
phases of the cross-section, 10 μm deep, provided by the FIB-FESEM trenches on the most representative 
Antoninianus silver coins.
www.nature.com/scientificreports/
7Scientific REPORTS |  (2018) 8:10676  | DOI:10.1038/s41598-018-28990-x
Finally, two coins presented structures of particular interest. Coin Sev1 exhibited a very thin Ag-rich layer 
below an outer corrosion layer formed by exogenous materials (areas φ and υ, Fig. 6a–c) in which 5.35 wt% of 
Hg was found. On the other hand, coin Cla132 (Fig. 6d,e) shows a layer (∼4 μm thickness) formed by a mosaic of 
grains (∅ < 2 μm) enriched in Pb (39.65 wt%, area ψ in Fig. 6e).
The corrosion products of the surface of the coins were analyzed with Raman spectroscopy. Supplementary 
Fig. S2 compares the Raman spectra of different Antoninii coins (B, D and E, see Supplementary Table S1), taken 
as representative. The Supplementary Fig. S2 shows a similar surface composition for the set of coins. It can be 
observed in the three coins the main band of cuprite (Cu2O) at 218 cm−1 and weak and broad bands for the same 
compound at 400 and 630 cm−1. The more intense bands at 95 and 145 cm−1 can be attributed to silver oxide 
(Ag2O) and silver chloride (AgCl) whereas the broad bands at 430, 565, 1070 and 1100 cm−1 can be assigned to 
silver oxide (Ag2O) phase, in agreement with the bibliography32.
Supplementary Figure S3 illustrates the typical voltammetric response of sample-modified electrodes 
immersed into 0.25 M HAc/NaAc at pH 4.75. On scanning the potential in the negative direction, a main cathodic 
peak appeared at −0.10 V vs. Ag/AgCl (C1) which frequently looks like two or three superimposed signals. This 
peak was followed by ill-defined shoulders at ca. −0.40 and −0.80 V (C2), and a rapidly rising current ca. −1.0 V 
(CHER). Upon scanning the potential in the positive direction, a tall oxidation peak appeared at −0.70 V (A2) 
preceding the main anodic signal (A1) consisting of overlapped peaks at +0.05 and +0.20 V. This voltammetric 
behavior can be interpreted on the basis of recent literature on silver1,3,35,36, and copper37–39 corrosion products 
confirming the presence of cuprite, often accompanied by tenorite, silver oxide, silver chloride and silver sulfide 
as main components of the patina of coins.
Discussion
The coins, belonging to Private Collections, have surfaces apparently well preserved; however, some corrosion 
products are present. Ag2O was detected using surface analysis, i.e., micro-Raman spectroscopy and VIMP, and 
being a stable phase, the corrosion phenomena involving the formation of non-noble patina could be limited.
The presence of cuprite, tenorite and lead corrosion products is in agreement with the images and composi-
tional data provided from cross-sections and trenches analysis that point out significant content of Cu, Pb and Sn 
in combination with O in the outer layers of corrosion. The formation of a primary patina of cuprite followed by a 
secondary patina of tenorite is common in copper and bronze objects. This external layer has also been reported 
in replication experiments of surface silver enrichment of silver-copper alloys40.
Although micro-Raman spectroscopy and VIMP data are in agreement in the diagnosis of the corrosion prod-
ucts of copper and silver on the surface, they do not highlight substantial differences among coins. Surface studies 
and, in particular, those on silver coins aiming to reconstruct ancient manufacturing processes, can be misled by 
silvering (see infra) due to the surface enrichment of the precious metal21,22,41. On the other hand, the corrosion 
processes may lead to a surface composition very different from the bulk alloy. Then, surface analysis, as expected, 
does not allow going beyond a characterization of surface corrosion and cannot explore the core of the coins.
The analysis of cross-sections of the coins allows studying morphological and compositional variations along 
the entire section of the coin. As it is shown in Figs 2 and 3, the coin flan consists of a Ag-Cu alloy that underwent 
phase separation during cooling due to their very low solubility at room temperature. The primary phase is a 
copper-rich β-phase (Cu content >80 wt%). The secondary phase Ag-rich can be seen as grains dispersed in the 
primary phase. Their elongated shape is due to the striking of the blank during the minting process42. Copper was 
widely used in ancient time for the production of silver artifacts; despite it is a melting-point depressant diffusing 
easily in silver43.
The inner part of the flan of all coins contains lead and tin in a very low amounts, excluding the hypothesis of 
archaeologist who believed that also the Antoninianus was made of a complex Ag-Cu-Pb-Sn alloy, common in 
coins minted in the studied period8. Only Cla312 sample (Fig. 3d,e) has an high content of Pb as testified by its 
microstructure that contains hemihedral segregates and unalloyed copper inclusions. In this coin the content of 
Ag is very low also in the surface layer. The very high content of Pb suggest the voluntary addition of this metal, 
excluding the accidental occurrence due to the use of argentiferous galena for the extraction of Ag44. This differ-
ence is reasonable as the Cla312 was minted in memory of Divus Claudius, after the 270 A.D. (Supplementary 
Table S1) and therefore, it differs from the other Antoninianus coins.
The complex microstructure of the studied coins, with Ag-rich elongated grains containing Pb and Sn, and 
eventually Zn, (see BSE imaging and X-ray maps in Figs 2 and 3), is the results of the low solubility of these metals 
in Cu and vice versa at room temperature, which results in the segregation of α and β phases. This microstructure 
promoted processes of selective intergranular corrosion of copper, causing an important secondary porosity. 
The concomitant leaching and oxidation of Cu is mainly evident in the external areas where an outermost layer 
cuprite-rich is formed. This process has taken place at different extent in the set of studied coins. Thus, the five 
coins of the first group exhibit a low degree of corrosion. In contrast, the four coin of the second group present a 
greater corrosion than that of the coins of the first group at the expense of Cu (Fig. 3a–i). This behavior is tenta-
tively associated with the increase in the Ag content in the alloy in the latter group, which should result in a more 
ductile alloy that favors dislocation of grains by mechanical stress during minting (as it is evidenced by the elon-
gated shape of Ag-rich grains in BSE images) for both α and β phases, thus, promoting the selective intergranular 
corrosion of the weaker Cu-rich β phase. The post-production history could also influence this different behavior.
EMPA and FIB-FESEM-EDX analyses indicate that all these coins present enrichments of silver in the exter-
nal layer up to 92% (Tables 2 and 3) concomitant to the depletion of copper with overall content ranging from 3 
to ca. 30%. In particular, the Cu-rich β-phase (Fig. 2a–d and Tables 2 and 3) and the Ag-rich α-phase vary their 
compositions with respect to the bulk, resulting Ag- and Cu-enriched, respectively (Tables 2 and 3). This process 
sometimes induced erroneously numismatics to explain that as a continuous silvering of coins.
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The quantitative EMPA and FIB-FESEM-EDX analyses support the hypothesis that Romans used the Cu-Ag 
alloys for the production of both the external layers and inner blanks not only during flourishing years but also 
during crisis periods contrarily to the traditional idea that they used Cu-Ag alloys during decadence periods to 
produce, exclusively, the external layers for lowering production costs. It is possible to suppose that the silvering 
Figure 4. Secondary electron image of the trenches on coins: (a) coin F; (b) coin C; (c) coin A; (d) coin Qui21; (e) 
coin Pro46; (f) Cla87; (g) coin H, (image width 24 μm); (h) coin B, and (i) coin D. Points in the different layers and 
phases where X-ray microanalysis was carried out are labelled with Greek characters. Trench image width 15 μm.
Figure 5. Combined image of (a) BSE of coin G and (b) a focus on a smaller area where a trench was done 
using FIB-FESEM. The images highlight the corrosion process and the progressive depletion of Cu as evidenced 
by the occurrence of secondary pores. Trench image width 18.5 μm.
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was actually used to enhance the aspect of silver coins but in some cases the percentage of Ag into the alloy still 
remains high despite the historical sources15. These coins were minted in the late period of the Antoniniani’ 
Emperors and the literature about that age, which reported the manufacture of the coins, was of poor quality8, 
suggesting a very low content of Ag in the blank. In this research we have demonstrated that the Romans, also 
during periods of crisis, produced Antoninianus of high quality.
It is of worth to note that Sev1 coin differs from the others for its gilded aspect at macroscopic scale (Fig. 6a,b). 
The FIB-FESEM-EDX data reveal the presence of Hg on the surface of this coin, confirming the use of Hg-Ag 
amalgam for silvering (Fig. 6c). The occurrence of Hg supports the hypothesis that in the studied period the sil-
vering process was carried out by amalgamation. During the economic crisis of the Roman Empire to save metals 
meant a support for solders and defenses, thus this led to reduce the content of Ag into the silver coins, specially, 
during the reign of Gallienus8. However, the aspect of silver coins had to be similar to that of high quality and a 
surface enrichment in Ag was strictly necessary. Silvering is a very open question as it is not still clear when it 
became a common practice. In ancient times, there were available several processes for plating silver coins such 
as mechanical attachment of the foil by hammering, soldering by using tin, lead or Cu-Ag eutectic (low melting 
point metals) and Hg-Ag amalgam17,18. At first, it was presumed that amalgam silvering wasn’t adopted in Europe 
before the Medieval Age8,9 but actually this technique was used by Romans even if there are a very few evidences 
in Roman coinage8,13 and in particular for Antoninianus denomination. The presence of Hg on the surface of Sev1 
can be the result of uncontrolled heating process usually used to remove Hg through boiling (357 °C)9,14,45. We can 
consider this as a first attempt of silvering employing the amalgam. The considered methodology of silvering will 
become more usual in the subsequent centuries18 and it is not easy to find evidences of the use of amalgam in the 
late Antoninianus, when the first attempt to have a better silver-plating was done8.
This research opens a new scenario in which multi-technique approaches based on the combination of surface 
analysis techniques such as FIB-FESEM-EDX, micro-Raman spectroscopy or VIMP and cross-sectional analysis 
by means of EMPA and SEM-EDX are used to characterize not only the composition of the alloy and complex 
microstructures but also to complement archaeometric analysis and historical issues.
Methods
•	 FIB-FESEM Zeiss (Orsay Physics Kleindiek Oxford Instruments) model Auriga compact equipment enables 
to analyze the patina of the all 19 coins. The operating conditions used: voltage, 30 kV and current intensity, 
500 µA and 20 nA in the FIB for generating the focused beam of Ga ions. The Ga beam impacts perpendicu-
larly to the plane of the vertical wall of the trench by tilting 54° the stage where is placed the coin. Were used 
a voltage of 3 kV for photographs with FESEM. Electron beam was optimally focused for acquiring images, 
which were automatically corrected by the software that performs “tilt compensation”. X-ray microanalysis 
was performed in the trenches operating with an Oxford-X Max X-ray microanalysis system coupled to the 
FESEM controlled by Aztec software. A voltage of 20 kV and a working distance of 6–7 mm were applied. 
Semi-quantitative microanalysis was carried out by the ZAF method to correct inter-elemental effects. The 
counting time was 100 s.
Figure 6. Optical microscopy (OM) photograph of Sev1 highlight golden areas on the surface (a). Secondary 
electron image of a trench performed with FIB-FESEM in the same area is shown in figure (b) and then the 
trench shows the porous morphology of Hg-Ag amalgam on the coin surface in (c). Optical (d) and secondary 
electron images of the trench performed with FIB-FESEM in the same area of figure (e) of Cla312. The trench 
shows the Pb square structure in the ψ analyzed area. Trench image width 18.5 μm.
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•	 SEM investigation was done using a FEI-Quanta 400 (SEM-EDS) instrument, operating at 20 kV, equipped 
with X-ray energy-dispersive spectroscopy (Department of Earth Sciences, Sapienza University of Rome, 
Italy). SEM imaging and X-ray maps were performed to evaluate microstructure, corrosion layer and elemen-
tal distribution from rim to core.
•	 EMP analysis was done using a Cameca SX50 electron microprobe equipped with five wavelength-dispersive spec-
trometers (CNR–IGAG, Rome, c/o Department of Earth Sciences, Sapienza University of Rome). The operating 
conditions were: accelerating voltage 15 kV, beam current 15 nA and beam size 10 µm on matrix and glaze, and 
2–5 µm on inclusions. Element peaks and background were measured with counting times of 20 and 10 s respec-
tively. Chalcopyrite was used as a reference standard for Cu (LIF), synthetic Au20 for Ag (PET), galena for Pb 
(PET), cassiterite for Sn (PET) and Matrix corrections were calculated by the PAPmethod46, with software supplied 
by Microbeams Services. The analytical error was ∼1% rel. for the major elements, and it increases as their con-
centration decreases. The detection limits under the specified working condition range between 0.01 and 0.1 wt%.
•	 Raman spectra of different coins were obtained by means of a XPlora Horiba MTB model and a 532 nm laser as 
excitation with maximum power of 90 mW. The samples were measured in back-scattering geometry at room tem-
perature. A 100 confocal microscope objective was used to focus the excitation laser on the sample and collect the 
scattered light to the spectrometer. More than 3 different areas were analyzed per sample, to obtain representative 
results. Exposure time, number of acquisitions and laser power varied among 5–20 s, 10–50 and 30–80 mW, respec-
tively. Data acquisition was carried out with the LabSpec 6 Spectroscopy Suite from Horiba MTB.
•	 Electrochemical experiments were performed at 298 K in a three-electrode cell using a CH I660C device 
(Cambria Scientific, Llwynhendy, Llanelli UK) using air-saturated aqueous 0.25 M sodium acetate buffer 
(Panreac) at pH 4.75 as a supporting electrolyte. A platinum wire counter electrode and an Ag/AgCl (3 M 
NaCl) reference electrode completed the three-electrode cell. Sample-modified electrodes were prepared by 
pressing the graphite bar (Faber Castell HB, diameter 2 mm) onto one plane region of the surface of the coins 
during 5 s and then being dipped into the electrochemical cell so that only the lower end of the electrode 
was in contact with the electrolyte solution, as already described1–3. Square wave voltammetry was used as a 
detection mode.
Coins































Ag wt.% 88.01 3.30 73.20 91.88 4.47 68.50 87.61 3.24 7.98 87.36 81.60 2.62 70.30 69.60 2.75 77.60
Cu 10.88 94.50 26.03 7.06 94.73 31.20 8.00 93.57 89.06 9.70 15.60 95.51 27.01 28.88 96.83 19.60
Au 0.02 0.15 0.02 0.00 0.00 0.01 0.16 0.01 0.18 0.03 0.00 0.00 0.03 0.00 0.109 0.00
As 0.01 0.06 0.01 0.01 0.09 0.01 0.00 0.09 0.27 0.02 0.21 0.12 0.02 0.11 0.11 0.33
Pb 0.03 0.09 0.03 0.03 0.00 0.10 2.47 0.54 0.16 1.25 0.03 0.04 1.25 0.04 0.00 0.05
Sn 0.98 2.17 1.03 0.16 0.11 0.05 1.06 2.29 1.45 1.03 1.60 1.53 1.03 0.56 0.44 1.55
Ni 0.01 0.02 0.01 0.04 0.01 0.00 0.04 0.09 0.13 0.08 0.00 0.00 0.08 0.01 0.06 0.00
Zn 0.01 0.04 0.02 0.01 0.00 0.00 0.15 0.00 0.17 0.03 0.00 0.00 0.03 0.00 0.00 0.00
Fe 0.01 0.05 0.01 0.45 0.27 0.20 0.02 0.07 0.04 0.27 0.77 0.03 0.27 0.57 0.01 0.77
tot 99.96 100.37 100.35 99.64 99.68 100.07 99.52 99.90 99.43 99.77 99.81 99.85 100.02 99.77 100.32 99.90
Table 2. Chemical analyses of representative coins of group 1, obtained using microprobe analysis on the 




























Ag wt.% 90.21 14.43 9.92 91.16 88.30 2.22 91.77 91.75 87.99 3.17 1.92 79.99
Cu 5.30 81.41 88.00 5.74 6.30 98.00 4.56 4.55 8.40 93.91 0.00 17.01
Au 0.15 0.34 0.18 0.00 0.15 0.01 0.00 0.00 0.00 0.00 0.00 0.00
As 0.00 0.51 0.27 0.01 0.00 0.02 0.00 0.05 0.01 0.06 0.05 0.07
Pb 2.38 0.18 0.16 1.75 2.17 0.17 1.38 2.38 1.19 0.12 0.04 1.03
Sn 1.71 3.03 1.45 1.48 1.55 0.00 2.35 1.75 2.39 2.05 1.12 2.71
Ni 0.04 0.00 0.13 0.09 0.04 0.07 0.03 0.00 0.00 0.00 0.00 0.00
Zn 0.15 0.08 0.17 0.05 0.27 0.02 0.03 0.04 0.06 0.09 0.04 0.00
Fe 0.00 0.09 0.04 0.03 0.68 0.04 0.00 0.02 0.00 0.04 96.70 0.00
tot 99.94 100.05 100.32 100.32 99.46 100.55 100.13 100.54 100.03 99.44 99.88 100.81
Table 3. Chemical analyses of representative coins of group 2, obtained using microprobe analysis on the 
external and deeper layers. Ex-layer: external layer; Int-gray: internal core (copper-rich β-phase); Int-island 
(silver-rich α-phase).
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 3. Doménech-Carbó, A., Doménech-Carbó, M. T. & Peiró-Ronda, M. A. Dating Archeological Lead Artifacts from Measurement of 
the Corrosion Content Using the Voltammetry of Microparticles. Anal. Chem. 83, 5639–5644 (2011).
 4. Giumlia-Mair, A. et al. Surface characterisation techniques in the study and conservation of art and archaeological artefacts: a 
review. Materials Technology 25(5), 245–261 (2010).
 5. Robbiola, L. & Portier, R. A global approach to the authentication of ancient bronzes based on the characterization of the 
alloy–patina–environment system. Journal of Cultural Heritage 7, 1–12 (2006).
 6. Campbell, W. Greek and Roman plated coins, Numismatics Notes and Monographs 57, American Numismatic Society, New York 
(1933).
 7. Kallithrakas-Kontos, N., Katsanos, A. A. & Touratsoglou, J. Trace element analysis of Alexander the Great’s silver tetradrachms 
minted in Macedonia, Nuclear Instruments and Methods in Physics. Research B 171, 342–349 (2000).
 8. Catalli, F. Numismatica greca e romana. (Libreria dello Stato, 2003).
 9. Cope, L. H. The Metallurgical development of the Roman Imperial Coinage during the first five centuries. (Liverpool, 1974).
 10. Scriptores Historiae Augustae. Historia Augusta. (The Perfect Library, 2014).
 11. Vlachou-Mogire, C., Stern, B. & McDonnell, J. G. The application of LA-ICP-MS in the examination of the thin plating layers found 
in late Roman coins. Nucl. Instruments Methods Phys. Res. Sect. B Beam Interact. with Mater. Atoms 265, 558–568 (2007).
 12. Keturakis, C. J. et al. Analysis of corrosion layers in ancient Roman silver coins with high resolution surface spectroscopic 
techniques. Appl. Surf. Sci. 376, 241–251 (2016).
 13. Ingo, G. M. et al. Roman sophisticated surface modification methods to manufacture silver counterfeited coins. Appl. Surf. Sci. 1–11, 
https://doi.org/10.1016/j.apsusc.2017.01.101 (2017).
 14. La Niece, S. In: La Niece S. & Craddock, P. (Eds), Metal, Plating and Platination, Butterworth–Heinemann, London, 1993, p. 201.
 15. Anheuser, K. & France, P. Silver plating technology of the late 3rd century Roman coinage. Historical Metallurgy 36(1), 17–23 (2002).
 16. Anheuser, K. & Northover, P. Silver plating on Roman and Celtic coins from Britain– A technical study. The British Numismatic 
Journal 64, 22–32 (1994).
 17. Anheuser, K. Where is all the amalgam silvering? Materials Issues1996 in Art and Archaeology - V proceedings, Boston.
 18. Beck, L. et al. In NIM 269, 2011 and in Counterfeit coinage of the Holy Roman Empire in the 16th century: silvering process and 
archaeometallurgical replications, Archaeometallurgy in Europe III.
 19. Deraisme, A., Beck, L., Pilon, F. & Barrandon, J. N. A study of the silvering process of the Gallo-Roman coins forged during the third 
century AD. Archaeometry 48, 469–480 (2006).
 20. Giumlia-Mair, A. On surface analysis and archaeometallurgy. Nucl. Instruments Methods Phys. Res. Sect. B Beam Interact. with Mater. 
Atoms 239, 35–43 (2005).
 21. Tate, J. Some problems in analysing museum material by nondestructive surface sensitive techniques. Nuclear Inst. and Methods in 
Physics Research, B, 14 (1), pp. 20–23 (1986).
 22. Beck, L., Bosonnet, S., Réveillon, S., Eliot, D. & Pilon, F. Silver surface enrichment of silver-copper alloys: A limitation for the 
analysis of ancient silver coins by surface techniques. Nucl. Instruments Methods Phys. Res. Sect. B Beam Interact. with Mater. Atoms 
226, 153–162 (2004).
 23. Pardini, L. et al. X-ray fluorescence and laser-induced breakdown spectroscopy analysis of Roman silver denarii. Spectrochim. Acta 
- Part B At. Spectrosc. 74–75, 156–161 (2012).
 24. Klockenkämper, R., Bubert, H. & Hasler, K. Detection of near-surface silver enrichment on Roman imperial silver coins by x-ray 
spectral analysis. Archaeometry 41, 311–320 (1999).
 25. Ponting, M., Evans, J. A. & Pashley, V. Fingerprinting of roman mints using laser-amblation MC-ICP-MS lead isotope analysis.
 26. Del Hoyo-Meléndez, J. M. et al. Micro-XRF analysis of silver coins from medieval Poland. Nucl. Instruments Methods Phys. Res. Sect. 
B Beam Interact. with Mater. Atoms 349, 6–16 (2015).
 27. Cesare Brandi. Il restauro. Teoria e pratica (1939–1986). (Editori Riuniti, 2009).
 28. Barberio, M., Veltri, S., Scisciò, M. & Antici, P. Laser-Accelerated Proton Beams as Diagnostics for Cultural Heritage. Sci. Rep. 7, 
40415 (2017).
 29. Linke, R., Sehreiner, M., Demortier, G., Alram, M. & Winter, H. Non-Destructive Microanalysis of Cultural Heritage Materials. 
Comprehensive Analytical Chemistry 42, (Elsevier, 2004).
 30. Łojewska, J. et al. Recognizing ancient papyri by a combination of spectroscopic, diffractional and chromatographic analytical tools. 
Sci. Rep. 7, 46236 (2017).
 31. Meulebroeck, W., Wouters, H., Nys, K. & Thienpont, H. Authenticity screening of stained glass windows using optical spectroscopy. 
Nat. Sci. Reports 6 37726, 1–10 (2016).
 32. Martina, I., Wiesinger, R. & Schreiner, M. Micro-Raman Characterisation of Silver Corrosion Products: Instrumental Set Up and 
Reference. e-Preservation. Sci. Rep 9, 1–8 (2012).
 33. Rizzo, F. et al. Non-destructive determination of the silver content in Roman coins (nummi), dated to 308–311 A. D., by the 
combined use of PIXE-alpha, XRF and DPAA techniques. Microchem. J. 97, 286–290 (2011).
 34. Carl, M. & Young, M. L. Complementary analytical methods for analysis of Ag-plated cultural heritage objects. Microchem. J. 126, 
307–315 (2016).
 35. Cepriá, G., Abadías, O., Pérez-Arantegui, J. & Castillo, J. R. Electrochemical Behavior of Silver-Copper Alloys in Voltammetry of 
Microparticles: A Simple Method for Screening Purposes. Electroanalysis 13, 477–483 (2001).
 36. Capelo, S., Homem, P. M., Cavalheiro, J. & Fonseca, I. T. E. Linear sweep voltammetry: a cheap and powerful technique for the 
identification of the silver tarnish layer constituents. J. Solid State Electrochem. 17, 223–234 (2013).
 37. Doménech-Carbó, A. et al. Detection of archaeological forgeries of Iberian lead plates using nanoelectrochemical techniques. The 
lot of fake plates from Bugarra (Spain). Forensic Sci. Int. 247, 79–88 (2015).
 38. Doménech-Carbó, A., Doménech-Carbó, M. T. & Peiró-Ronda, M. A. ‘One-Touch’ Voltammetry of Microparticles for the 
Identification of Corrosion Products in Archaeological Lead. Electroanalysis 23, 1391–1400 (2011).
 39. Doménech-Carbó, A., Doménech-Carbó, M. T., Montagna, E., Álvarez-Romero, C. & Lee, Y. Electrochemical discrimination of 
mints: The last Chinese emperors Kuang Hsü and Hsüan T’ung monetary unification. Talanta1 69, 50–56 (2017).
 40. Ager, F. J. et al. Combining XRF and GRT for the analysis of ancient silver coins. Microchem. J. 126, 149–154 (2016).
 41. Fawcett, T., Blanton, J., Blanton, T., Arias, L. & Suscavage, T. Non-destructive evaluation of Roman coin patinas from the 3rd and 4th 
century. Powder Diffraction, 1–10.
 42. Salvemini, F. et al. Neutron tomographic analysis: Material characterization of silver and electrum coins from the 6th and 5th 
centuries B.C. Mater. Charact. 118, 175–185 (2016).
 43. Ashkenazi, D., Gitler, H., Stern, A. & Tal, O. Metallurgical investigation on fourth century BCE silver jewellery of two hoards from 
Samaria. Sci. Rep. 7, 40659 (2017).
www.nature.com/scientificreports/
1 2Scientific REPORTS |  (2018) 8:10676  | DOI:10.1038/s41598-018-28990-x
 44. Romano, F. P., Garraffo, S., Pappalardo, L. & Rizzo, F. In situ investigation of the surface silvering of late Roman coins by combined 
use of high energy broad-beam and low energy micro-beam X-ray fluorescence techniques. Spectrochim. Acta - Part B At. Spectrosc. 
73, 13–19 (2012).
 45. Ingo, G. M. et al. Ancient Mercury-Based Plating Methods: Combined Use of Surface Analytical Techniques for the Study of 
Manufacturing Process and Degradation Phenomena. Accounts of Chemical Research 46(11), 2365–2375.
 46. Pouchou, J. L. & Pichoir, F.¨PAP¨ (φ–ρ–Z) procedure for improved quantitative microanalysis, in: Armstrong, J. T. (Ed.), Microbeam 
Analysis, San Francisco Press, San Francisco, pp. 104–106 (1985).
Acknowledgements
Financial support was provided by Sapienza University of Rome (Ateneo funding, 2014–15) and Spanish 
projects CTQ2014-53736-C3-1-P and CTQ2014-53736-C3-2-P, which are supported with Ministerio de 
Economía, Industria y Competitividad (MINECO) and Fondo Europeo de Desarrollo Regional (ERDF) funds, as 
well as project CTQ2017-85317-C2-1-P supported with funds from, MINECO, ERDF and Agencia Estatal de 
Investigación (AEI). PhD grants of the Department of Earth Sciences, Sapienza University of Rome, are gratefully 
acknowledged.
Author Contributions
M.T.D. performed and interpreted FIB-FESEM-EDX experiments. F.D. wrote the manuscript, acquired and 
interpreted FIB-FESEM-EDX and electrochemical data with the contribution of other authors. N.M. performed 
and interpreted Raman spectra. F.C. acquired the coin here studied from different collections of private collectors 
and wrote the historical context. A.D. performed and interpreted electrochemical experiments. C.D. designed 
the study and planned the experiments, acquired and interpreted SEM and EMPA data and wrote the manuscript 
with the contribution of the other authors.
Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-018-28990-x.
Competing Interests: The authors declare no competing interests.
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.
Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 
format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2018
